The crystal structures of four homologous series of rod-like molecules are reviewed, two of which form hydrogen bonds and two with a symmetric chemical constitution. Many of the compounds investigated turn into liquid crystalline phases upon temperature increase. It is of valuable interest to know possible conformations and possible packing arrangements as prerequisites to model liquid crystalline structures. The hydrogen bonds of homologous series of pure 4-(ω-hydroxyalkyloxy)-4′-hydroxybiphenyl (HnHBP, n the alkyloxy tail length) are realized through head to tail arrangements of the hydroxyl groups and crystallize except one compound in chiral space groups without the molecules containing any asymmetric carbon. The hydrogen bonds of the homologous series of 4-substituted benzoic acids with various lengths of the tail provide dimers through strong polar bonding of adjacent carboxyl groups and thus provide the stiff part of a mesogenic unit prerequisite for liquid crystalline phases. The homologous series of dialkanoyloxybiphenyls (BP-n, n = 1, 19), of which nine compounds could be crystallized, show liquid crystalline behavior for longer alkane chain lengths, despite the high mobility of the alkane chain ends already detectable in the crystal phase. A single molecule, half a molecule or two half molecules form the asymmetric unit in a centrosymmetric space group. The homologous series of 1,4-terephthalidene-bis-N-(4′-n-alkylaniline) (TBAA-n) exhibit a large variety of packing arrangements in the crystalline state, with or without relying on the symmetry center within the molecules.
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Introduction
In this review, the crystal structures determined by single crystal X-ray evaluation are presented and compared for four selected homologous series at ambient temperature. For two series of compounds, hydrogen bonding plays an important role and their influence on packing arrangements and symmetry of space groups will be considered. The other two series possess symmetrical chemical constitutions and can provide an inversion center within each of the molecules, which may or may not influence the arrangement of molecules in the crystal structure. Many of the crystal structure data are published here for the first time, others are provided in the literature [1] [2] [3] [4] [5] [6] and further structures are represented by models [7] [8] [9] [10] . These crystallographic data provide valuable support for explaining features of the phase behavior including liquid crystals as demonstrated by Doucet et al. [11] or by Heiske [8] , Thyen [9] and Roman et al. [10] . Doucet et al. determined the crystal structure of a single compound in a first step and then applied these findings for modeling a smectic phase in a succeeding step.
Studying homologous series provides important information about possible changes of the conformation and packing arrangement of molecules by a variation of the molecular length. Such structural changes are caused by the influence of the interactions between molecules and may lead to unconventional packing of the molecules or symmetry changes by the space group to be considered for evaluating structural models. Not all members of a homologous series provide sufficient high-quality crystals for single crystal structure studies and are left out in this review. Almost all crystallographic structures provided in this review have been re-determined with improved data and programming. A prediction of possible liquid crystalline phases has so far not been achieved and is not intended as a goal in this work, rather, basis crystallographic data are provided for modeling structures at higher temperatures.
The following homologous series of compounds were investigated (Scheme 1-3): Scheme 1. Representation of the homologous series of 4-(ω-hydroxyalkyloxy)-4′-hydroxybiphenyl abbreviated HnHBP.
Scheme 2.
Representation of the homologous series of 1,4-terephthalylidene-bis-N-(4′-nalkylaniline) abbreviated TBAA-n.
Planes: 5 1 2 3 4
Scheme 3. Representation of the homologous series of 1,4-di-n-alkanoyloxy-biphenyl abbreviated BP-n.
Planes: 3 1 2 4
Discussion of the Crystallographic Structures

4-(ω-Hydroxyalkyloxy)-4′-hydroxybiphenyl HnHBP
Single crystals of sufficient quality have been obtained by dissolving the compounds in a suitable solvent, mostly butyl acetate, and succeeding slow evaporation of the solvent at room temperature. The synthesis of the compounds and the phase behavior are described in the doctoral thesis of Heiske [8] . Liquid crystalline phases of the smectic type are only observed by cooling from the melt.
The main feature of the homologous series of HnHBP consists of a hydrogen bond network between the oxygen of the hydroxy head group O1 and the hydroxy group at the tail end O3 (cf. Figure 1 ). This kind of network is formed either by polar parallel packing of the molecules in the chiral space group P2 1 (n = 4, 6, 8, 10) with two molecules in the asymmetric unit or by antiparallel packing in the chiral (or also called Sohncke) space group P2 1 2 1 2 1 (n = 3) with one molecule as asymmetric unit but also in the centrosymmetric space group P2 1 /c (n = 5), here with pairs of molecules as asymmetric unit ( Figure 1 ). An exception represents the solvent complex of H11HBP with 1,4-dioxane. The oxygen of the dioxane molecule is involved in a hydrogen bond with the oxygen of the hydroxy head of H11HBP ( Figure 1 ) and leaves the oxygen of the tails to form a network of hydrogen bonds. A summary of the crystallographic data is listed for all HnHBP in Table 1 . The conformations of the two molecules in the asymmetric unit of the homologous compounds investigated (n = 4-10; Figure 1 ) are very similar as verified by the twisting of the three planes (Table 2) , which are introduced in the schematic representation of HnHBP above (Scheme 1), despite the fact that various packing arrangements are present leading to different space groups. However, different conformations occur at the hydroxy tail end of these two molecules and lead to the conclusion that these two molecules cannot be related by any symmetry element. The structures of HnHBP with n = 4, 6, 8, 10 belong to the polar Sohncke space group P2 1 , unusual for molecules without asymmetric carbon atoms; with n = 5 to the centrosymmetric space group P2 1 /c as well as the solvent complex with n = 11 to the centrosymmetric space group C2/c but with n = 3 to the Sohncke space group P2 1 2 1 2 1 . The structures belonging to space group P2 1 show two different inclinations of the parallel running molecular axes of succeeding two layers in projection on the a,b-plane (Figure 2) , which results in a shorter b axis as expected from the length of the molecules. On the b,c-plane the molecules show almost a parallel arrangement with the b-axis (Figure 2 ). The shortening of the b-axis amounts to (37.58−34.52) = 3.1 Å for H6HBP. The overall structure can be described as a fishbone pattern with two adjacent monolayers repeated periodically in b-direction. In each monolayer the parallel running molecules (represented e.g. by the biphenyl groups) are twisted in different directions as shown in Figure 2 in a projection down the molecular axes. This projection also shows that the molecules form strings, which can be arranged in planes. The hydrogen bonding network is established between the hydroxy head group O101 and the hydroxy tail group O203' or O201 and O103' as well as the tail end O103 and the hydroxy head O101' or O203 and O201', respectively. The possible hydrogen bonds for all HnHBP are listed in Table 3 . The molecules of H3HBP crystallize in space group P2 1 2 1 2 1 with only one molecule as asymmetric unit and exhibit antiparallel packing represented in Figure 3 . Despite antiparallel packing, the hydrogen bonds are still formed between the head group O101 and the tail group O103 and vice versa between O103 and O101, as listed in Table 3 . The molecules show a slight fishbone pattern that resembles the periodically arranged monolayer structures of space group P2 1 but is less expressed than by H6HBP in Figure 2 . In contrast, the compound of H5HBP forms a centrosymmetric packing arrangement in space group P2 1 /c. Two molecules form the asymmetric unit and allow again a head to tail hydrogen bonding system (cf. Table 3 ), here within a single molecular string and no cross over between the two molecules in the asymmetric unit as clearly shown in Figure 4 . All the molecules crystallizing in space group P2 1 reveal a cross over within the hydrogen bonding network of the head and tail ends between the two molecules in the asymmetric unit (Table 3 ). Different slight tilts of neighboring molecules are present in H5HBP and shown in the [001] projection in Figure 4 . Small differences in the hydrogen bonding systems are expressed in the strength of the interactions and can be demonstrated by the FTIR technique as shown below in Figure 7 and discussed later. These tracings were recorded with crystalline samples produced by dropping an acetone solution on KBr tablets. H11HBP complexed with 1,4-dioxane, which is part of the crystal structure, is the only compound showing tail-to-tail hydrogen bonding ( Figure 5 ). This kind of arrangement is possible since the oxygen of the head group forms a hydrogen bond with the oxygen of the dioxane molecule and thus allows tail-to-tail hydrogen bonding. A continuous string of succeeding molecules exhibits periodical head-head and tail-tail arrangement. A reversal of the molecular direction occurs within a string and therefore, a molecular direction cannot be defined ( Figure 6 ). The structure of the H11HBP complex consists of a single molecule of H11NBP and half a dioxane molecule as asymmetric unit and crystallizes in the centrosymmetric space group C2/c with the inversion center placed in the center of mass of the dioxane molecule. The strength of the hydrogen bonds resembles the ones of H5HBP as deduced from the FTIR measurements in Figure 7 . The crystal structures determined for the HnHBP compounds show some surprising features regardless of a variety of symmetries (space groups) in their packing arrangements. The unit cells of the compounds with even methylene groups in the alkoxy tail resemble each other in the lateral a-and c-dimensions as well as in the monoclinic angle β (close to 90°). The b-dimension mirrors the lengths of the molecules. This is also true for the dimensions of H3HBP exhibiting a one-molecule asymmetric unit with antiparallel packing arrangement in space group P2 1 2 1 2 1 and β = 90° and also surprisingly holds for H5HBP, if the a-dimension is reduced to ½ due the fact that the number of molecules is doubled as compared to the other compounds discussed. All these molecules form periodic somewhat bended strings with molecular tail to head arrangements except the H11HBP complex.
An absolute configuration of the molecules for the chiral space groups could not be determined. Therefore, both enantiomeric configurations have to be considered as equal probable since the R-value and the goodness of fit are the same for both configurations (cf. Table 1 ). H11HBP complexed with 1,4-dioxane represents an exception with tail to tail and head to head arranged molecules and the molecular axes exhibit a strong uniform tilt. Different conformational positions of HnHBP occur for the oxygen of the hydroxy group at the tail end of the molecule. This oxygen lies in plane with the carbons of the methylene chain (all trans conformation) for HnHBP (n = 5, 11) in the centrosymmetric space groups, but this conformation deviates from the all trans conformation at least for one of the two molecules forming the asymmetric unit in space group P2 1 . A gauche conformation is present for this oxygen of the chiral space group P2 1 (n = 4, 6, 8, 10) and for the single molecule of the asymmetric unit for space group P2 1 2 1 2 1 (n = 3). The plane 3 through the alkoxy chain deviates little from the plane through the phenyl ring 2 for all HnHBP except for H3HBP (Table 2) for which a twist of 61° is found.
The hydrogen bonds of the crystal structures occur in pairs of different length equivalent to pairs of different strengths or pairs of peaks in the FTIR spectra ( 
Crystal Structures of Some 4-Substituted Benzoic Acids
A mixed dimer formation and its phase behavior has been investigated in binary systems of 4-substituted benzoic acids and the phase diagrams of two systems with 4-[(S)-(−)-2-methylbutoxy]benzoic acid (MBOBA) as one component and 4-(hex-5-enoxy)benzoic acid (HOBA) and 4-(dec-9-enoxy)benzoic acid (DOBA), respectively, as the second component explicitly determined. These mixed dimers form chiral nematic and crystalline phases, and in addition the MBOBA-DOBA system a twisted smectic C-phase. In contrast pure MBOBA only shows crystalline dimers. These findings have been published and the crystalline structures of a homologous series of benzoic acids have been presented by models without detailed evaluation of the single crystal X-ray data [10] . Structural details are now offered and basic crystallographic data are collected in Table 4 .
Generally, molecules of benzoic acids pair through strong intermolecular hydrogen bonds by the carboxyl groups and form dimers. A dimer has a larger aspect ratio and twice the number of polarizable aromatic rings and carboxyl groups with respect to a single molecule and the possibility of liquid crystalline behavior is enhanced. A description of the synthesis and characterization of the compounds that are namely 4-(but-3-enoxy)benzoic acid (BOBA), 4-(pent-4-enoxy)benzoic acid (POBA), 4-(dec-9-enoxy)benzoic acid (DOBA), and 4-(undec-10-enoxy)benzoic acid (UOBA) is provided in the cited paper [10] . Here, in addition the crystal structures of 4-(hex-5-enoxy)benzoic acid (HOBA) as well as 4-(prop-2-enoxy)benzoic acid (PROBA) are discussed. Table 4 . Summary of crystallographic data of some 4-substituted benzoic acids collected at ambient temperature. All these compounds are arranged in antiparallel fashion to compensate the strong dipoles of the carboxyl groups of the molecules and all form dimers in the crystalline state. They have in common a similar distance of the two C-O bonds of the carboxyl group of which both oxygens are involved in hydrogen bonds and a gauche position of the alkoxy segment of the linear substituent. A center of inversion symmetry, often observed, is devoid in crystallites existing of a single S-configuration for example.
Single crystals of S-MBOBA were grown by slow crystallization of dissolved compounds in warm ethanol and slow cooling with evaporation of the solvent. All the other compounds of the homologous series of benzoic acids considered were crystallized by the same procedure. Due to insufficient data, the absolute configuration of the S-configured compound could not be determined with single crystal data evaluation and therefore, the S-configuration provided by synthesis was assumed. Both forms S-MBOBA and the racemic mixture (R,S-MBOBA) were investigated and show almost identical triclinic unit cells containing two molecules (Table 4) .
The structure of S-MBOBA in space group P1 consists of two molecules (asymmetric unit) of the same configuration, which were assigned to the S-form (Figure 8 ). The structure of single crystals for a racemic mixture was first determined in space group P1. Here, each of the two molecules in the triclinic unit cell exhibits the expected absolute R-and S-configuration, respectively. The two molecules are related by inversion symmetry, which allows space group P-1 to be assigned to the racemic (1:1) mixture ( Figure 9 ). The existence of only one crystal appearance of the racemic mixture with two molecules of opposite configuration suggests that the strong hydrogen bonds between the two configurationally different molecules are formed during crystallization. Otherwise crystallites containing only molecules of the S-or R-configuration should also be observed since in solution, from which the single crystals are grown, all possible combinations of S-and R-dimers should be present. Crystals of pure S-and R-dimers are actually absent. The packing density of racemic MBOBA in the centrosymmetric space group P-1 is higher than for S-MBOBA in space group P1 and is therefore favoured (cf . Table 4a ). This result confirms our previous observation of mixtures of R-and S-benzoic acids with different tail ends that also crystallize in one form only [12] . Representation of packing arrangement of a 1:1 racemic mixture of (R,S)-MBOBA in two projections. The asymmetric unit of space group P-1 contains one molecule, which is related by an inversion center to a second one through strong hydrogen bonds to form a dimer as shown in Figure 8 . The projection down the dimeric axes leads to strings arranged in planes.
The packing arrangements of the two structures, the S-form and R,S-(racemic) form are very similar as can be concluded from the almost identical size of the two unit cells (Table 4a ). An inversion center of the racemic form lies between the two carboxyl groups and similar C-O bond lengths of 1.27 Å for both C-O distances of the acid group as well as equal O..O distances for the two hydrogen bonds of ca. 2.60 Å are detected (cf. Figure 8 ) as expected from published benzoic acid structures. An inversion center is missing in the crystal structure of the S-configured molecules in space group P1 (Figures 8,9 ). Instead a second molecule with the same S-configuration is placed almost in the same position as found in the racemic structure and leads to hydrogen bonding without an inversion center in between the two molecules. In an overall point of view it is rather difficult to distinguish between the two models of S-or racemic R,S-configured structures. Only one drawing is represented to avoid duplication and represents as an overall model the other crystal form also. Figures 9 and 10 illustrate different projections of the structure, which can be interpreted that the molecules form strings and are assembled in sheets. The crystal structures of UOBA, DOBA and HOBA strongly resemble each other and will now be discussed: Figure 11 represents the conformation of UOBA with atomic numbering, which can be applied to all 4-substituted benzoic acid molecules discussed in this review. The phenyl rings of the hydrogen bonded two UOBA molecules lie almost coplanar and the plane through the methylene chain with the slightly bent vinyl tail end is twisted by 68° towards the phenyl planes (Table 5a ). The vinyl end groups of the three molecules UBOA, DOBA and HOBA are very mobile and bond lengths and angles are detected out of any standard range if not restrained. The best description of the tail end can be obtained by introducing partial occupancy of at least two rotational positions. This partial occupancy description is omitted in the presentation of conformation and packing arrangement in the figures and only one position is presented to provide a clearer picture. The twist angles of the planes of the phenyl rings towards the alkane tails described by Ф (Table 5a ) are close for UOBA, DOBA, HOBA and BOBA. The torsion angles τ1(O3-C7-C8-C9) express the placement of the alkoxy groups and are similar in absolute value for the four compounds (Table 5a ). The signs play no role since they are inverted by the inversion symmetry, which correlates two molecules in the unit cell. The torsion angles τn represent the allyl terminal group ending with the double bonded terminal C-atom.
The packing arrangement of UBOA in space group P-1 is shown in two projections in Figure 12 . The phenyl rings of two molecules connected by hydrogen bonding lie almost coplanar and the plane through the methylene chain is in gauche position. These two molecular parts pack in staples of their own, which arrange in two different directions. This type of packing seems to represent preferred arrays for the molecules since this kind of interaction occurs also for DOBA and HOBA ( Figures 13  and 14) despite the fact that, these two compounds crystallize in space group P2 1 /n as compared to P-1 for UOBA. The dimensions of the unit cells are nevertheless comparable if a doubling of the c-dimension for the unit cell of UOBA is introduced as well as considering the influence of the elongation of the alkoxy tail (cf. Table 4 ). The gauche conformation between phenyl ring and alkoxy tail hinders a straight molecular string of adjacent succeeding molecules to be formed and causes a break of the sheets containing these two parts of the molecules. Such interdigitated arrangements are found in liquid crystalline phases. Nevertheless, close packing is achieved in space group P-1 as well as in P2 1 /n as concluded from the calculated density of the crystals. Table 5 . (a) Torsion angles τ1, τn in degree describing the placement of the alkoxy group of some 4-benzoic acids: τ1(O3-C7-C8-C9), τn represents the allyl terminal group ending with the double bonded terminal C-atom (partial occupancy: *). Twist angle Ф in degree is defined between phenyl plane and the alkyl plane excluding the double bonded terminal Catom. (b) Torsion angles τ1(1), τn(1), τ1(2), τn(2) in degree describing the placement of the alkoxy group of some 4-benzoic acids: τ1(1)(O103-C107-C108-C109) for molecule 1, τ1(2)(O203-C207-C208-C209) for molecule 2, τn(1), τn(2) represents the allyl terminal group ending with the double bonded terminal C-atom for molecule 1 and 2, respectively. The twist angles Ф(1), Ф(2) in degree are defined between phenyl plane and alkyl plane excluding the double bonded terminal C-atoms for molecule 1 and 2. (1) τn ( The discussed benzoic acids crystallizing in centrosymmetric space groups with an inversion center between the carboxyl groups form so called dimer molecules and can be compared with the discussed BP-n below. The asymmetric unit consists of half a dimer i.e., a single molecule. The sign of the torsion angle τ1 is inverted when the original and the inversion symmetry related molecule is considered as for R,S-MBOBA in contrast to S-MBOBA for which τ1(1) and τ1(2) of the two related molecules have the same sign and almost the same size in both conformations (cf . Table 5b ).
However, for POBA, refined in the chiral space group P2 1 , the size of the torsion angles τ1(1) and τ1(2) describing the position of the alkoxy group of the two independent molecules 1 and 2 (cf . Table 5b ) as well as torsion angles τn(1) and τn(2) for the allyl terminal group almost agree but the signs of τ1(1), τn(1) differ from τ1(2), τn(2), which should not occur for a chiral space group. This inversion of signs for τ1(1) and τ1(2) also holds for PROBA but the values vary to some extent due to broad and less precise determined intensities. This observation supports the idea that the two independent molecules of POBA and PROBA are related by an inversion symmetry element as expressed in the drawing of the conformations in Figures 15 and 16 . A transformation of the coordinates with an inversion center between the two carboxyl groups as origin reveals that the two molecules are inversion symmetry related. This inversion symmetry element does not appear in space group P2 1 and therefore, it seems likely that P2 1 , in which the compounds have been successfully refined, represents a subgroup of a centrosymmetric space group (Table 4b ). This space group has yet to be determined; attempts were not successful introducing a monoclinic unit cell with 2 1 -screw axes. The remaining three crystal structures to be discussed, POBA, BOBA and PROBA, show different conformations and packing arrangements probably due to a diminishing influence of the alkoxy side groups that means the lowest energy state is no longer predominantly determined by an all-trans conformation of the methylene groups, rather than the packing of the molecules essentially contributes to the overall low free energy.
POBA and PROBA crystallize in space group P2 1 determined by the extinction of reflections of the monoclinic unit cell. This space group is confirmed by the fact that the atoms of two independent molecules are clearly revealed by structure solving procedures and that the crystal structure refinement with two inversion symmetry related molecules results in convincing low R-values and goodness of fits. The conformation of the two independent molecules in the asymmetric unit of POBA is shown in Figure 15 . The two molecules form hydrogen bonded dimers. The unit cell contains 2 of these dimers, respective 4 single molecules. Figure 15 also shows the b,c-projection of the packing arrangement of the two dimers in the unit cell with the dimer axes perpendicular to b and a in projection down the molecular axes, which suggests that molecular strings can be defined and that these strings are arranged in planes.
PROBA also crystallizes in the space group P2 1 of a four molecules containing monoclinic unit cell but the packing arrangement differs considerably from POBA ( Figure 16 ). The unit cell parameter b represents for POBA ( Figure 15 ) the shortest lattice axis, for PROBA the longest (Table 4b) Figure 10 in space group P1 with only one dimer in the unit cell leading to a single orientation of the molecules and therefore, no fishbone pattern can occur in both projections in Figure 10 .
A disturbed space group P2 1 /a deduced by the extinct reflections can describe the monoclinic crystal structure of BOBA. Due to partial occupancy of the vinyl tail end, subgroup Pa may also be a good choice indicated by the placement of the terminal vinyl carbon in two positions of which one deviates from the required inversion symmetry of space group P2 1 /a (cf . Table 5a ). Figure 17 shows the conformation and packing arrangement with one partial position of the vinyl tail end. The formation of dimers through hydrogen bonding of the two carboxyl groups seems to dominate the structure and forces the vinyl ends to deviate from the molecular (dimeric) axes. Therefore, the projection down the molecular axes does not provide the clear pattern as often observed in the 4-substituted benzoic acids.
The 4-substituted benzoic acids studied form all hydrogen bonded dimers with almost equal lengths of the two oxygen distances of ca. 2.60 Å. The plane of the carboxyl group deviates little from the phenyl ring plane. The inversion center of the centrosymmetric space groups except for the Sconfigured compound coincides with the center of mass of the two carboxylic acid groups. Therefore, the two phenyl rings of the dimer lie almost coplanar. The S-configured compound S-MBOBA also exhibits hydrogen bonding of the same appearance and strength between the two carboxyl groups and also leads to the formation of dimers. The 4-substituted benzoic acids crystallizing in centrosymmetric space groups can be regarded as symmetrical dimers and compared with the below discussed dialkanoyloxybiphenyls (BP-n) and 1,4-terephthalidene-bis-N-(4′-n-alkylaniline) (TBAA-n), which represent symmetrical molecules. The asymmetric units of these symmetrical molecules consist either of half a molecule or an entire molecule in contrast to the asymmetric units of the dimers, which always represent a whole molecule.
Mixed dimers of 4-substituted benzoic acids provide the possibility to create chiral structures with one component consisting of a chiral compound only, the other of a non-chiral compound. The creation of dimers of various lengths increases the variability of compounds to be investigated especially for liquid crystalline phases and to study their correlation to structural and thermal properties.
1,4-Di-n-alkanoyloxy-biphenyl (BP-n)
Dialkanoyloxybiphenyls (BP-n, cf. Scheme 3) with n = 1-8, 11 were first synthesized by Pakkal [13] . Thyen [9] then increased the number of available compounds synthesizing BP-n from n = 1 to 19 and investigated the physical properties including the liquid crystalline phase behavior comprehensively as well as their classification for compounds with n ≥ 5, which exhibit highly ordered smectic phases, most probably SmG as high temperature phase. Some selected crystal structures have been determined in his doctoral thesis [9] and in two publications [4, 5] . The homologous series investigated may serve as low molecular mass models for liquid crystalline polyester as studied by Krigbaum [14] and provide insights to molecules with a stiff biphenyl center part and flexible aliphatic tail groups. BP-n represent symmetrical molecules by constitution, which may influence the packing arrangements in the crystalline state. An inversion center can occur between the two phenyl rings and half a molecule then represents the asymmetric unit of a centrosymmetric space group. The asymmetric unit may be extended to two half-molecules, which may be linked to two complete single molecules by inversion centers, leading to two conformational different molecules in a two-chain unit cell of space group P-1. It has been also observed that BP-n exhibit an individual molecule as asymmetric unit devoid of any symmetry within the molecule and the inversion centers lying between the molecules to result in a centrosymmetric space group as well. In this case the symmetry of the constitution does not play any role. The various symmetries show up in distinct conformations for various BP-n and will be discussed.
Single crystal structures of dialkanoyloxybiphenyls (BP-n with n = 1, 2, 5, 6, 8, 11-14 were grown by slow evaporation of toluene or trichloromethane solutions and their structures are presented below. A summary of the basic crystallographic data is collected in Table 6 . All crystalline compounds investigated belong to space group P-1 except BP-2, which crystallizes in P2 1 /c with half a molecule as asymmetric unit. The lattice parameter for BP-n with n = 6-14 are very similar if the elongation of the c-axis due to the actual length of the molecules is taken into account. Two half-molecules as asymmetric unit describe the structures of these compounds. In contrast the asymmetric unit consists of a single molecule for BP-1 and BP-5. Table 6 . Summary of crystallographic data of BP-n collected at ambient temperature.
(a) 1,4-di-n-alkanoyloxy-biphenyl (BP-n) with n = 1, 2, Figure 18 shows the conformation of the BP-1 molecule and two representative projections of the packing arrangement of the crystal structure. One single molecule represents the asymmetric unit of a two-molecule unit cell of space group P-1. The two phenyl groups are twisted by φ = 32.2° (Table 7a ). The torsion angles τ1(C13-O1-C1-C2) for tail 1 and τ3(C15-O3-C10-C11) for tail 2 differ, which means the relative placements of the two alkane tail ends are not the same with respect to the planes of the two phenyl groups to which they are attached (cf. Table 7a ). The projection down the molecular axes suggests that molecular strings of adjacent molecules are present, which can be arranged in various planes. The projection on the a,c-plane shows such two overlapping planes (Figure 18 ). Figure 18 . The conformation of BP-1 and the numbering of atoms. The hydrogens carry the same numbers as the carbons to which they are attached. A similar numbering scheme is applied to all BP-n. Also represented in this figure is the packing arrangement in projection on the a,c-plane and down the molecular strings.
In contrast crystalline BP-2 belongs to space group P2 1 /c with half a molecule as asymmetric unit. The unit cell contains 4 half-molecules or two molecules, which means the same number of molecules in the unit cell as BP-1 in space group P-1. As shown in Figure 19 the symmetry center between the two phenyl rings requires the two phenyl rings to lie coplanar and the two alkane tail groups to exhibit the same twisting angles τ1 and τ3 with respect to the phenyl plane 1 and 2 (cf. Scheme 3; Table 7a ). These twisting angles are of the same size as τ1 observed for BP-1. However, the twisting angle φ between the two phenyl planes changes to 0° for BP-2 as compared to 32.2° for BP-1 and suggests that the packing of the molecules in the unit cell predominantly influences the twisting of the two phenyl rings. The projection on the a,c-plane shows a much clearer picture than for BP-1 inasmuch as the phenyl rings of the molecules form staples. The projection down the molecular axes displays wider spread strings due to the longer side groups in BP-2. Table 7 . (a) Torsion angles τ1, τ2, τ3, τ4 in degree describing the placement of the tail groups of BP-n defined as τ1(C13-O1-C1-C2), τ2(C13-O1-C1-C6) for tail 1,
for tail 2 and twist angles in degree: ϕ between phenyl plane 1 and phenyl plane 2, Ф1 between phenyl plane 1 and alkane plane 3, Ф2 between phenyl plane 2 and alkane plane 4. The torsion angles τ1 and τ2 as well as τ3 and τ4 can be interchanged depending on numbering of the phenyl groups. (b) Torsion angles τ1(1), τ2(1), τ1(2), τ2(2) in degree describing the placement of the tail groups of BP-n defined as τ1(1)(C113-O101-C101-C102), τ2(1)(C113-O101-C101-C106) for tail 1, τ1(2)(C213-O201-C201-C202), τ2(2)(C213-O201-C201-C206) for tail 2 and twist angles in degree: φ between phenyl plane 1 and phenyl plane 2 that is the same for both molecules, Ф(1) between phenyl plane 1 and alkane plane 3 of unit 1, Ф(2) between phenyl plane 1 and alkane plane 3 of unit 2. The torsion angles τ1 and τ2 can be interchanged depending on numbering of the phenyl groups. A single molecule of BP-5 represents the asymmetric unit of a two-molecule unit cell in space group P-1 as for BP-1 and its conformation is shown in Figure 20 . Although one of the alkane tails exhibits the same torsion angle τ4 as found for BP-1, called τ2 in this case due to a different numbering scheme, the other torsion angle τ2 for BP-5 towards the alkane tail 1 differs by more than 60° from the corresponding one for BP-1. The twist between the two phenyl planes of BP-5 (φ = 20.2°) lies between the ones for BP-1 and BP-2 (cf. Table 7a, Scheme 3). Besides the molecular conformation, Figure 20 shows three packing arrangements, one on the b,c-plane that is the projection in [100] direction, in which the molecules forming planes are stapled. Further a projection down the axes of the molecules, which confirms the almost straight running strings despite the deviations from an all-trans conformation of the tail groups. The third projection shows a rotation of the unit cell of the [100] projection around c, which displays the tilt of the molecules and that actually parallel running planes are present. The structures of BP-n (n = 6, 8, 11, 12, 13, 14) show equivalent two-molecule unit cells, space group P-1, if the various elongations in c according to the lengths of the molecules are taken into account. As represented in Figure 21 for BP-6 the asymmetric unit consists of two dissimilar half-molecules (Table 7b) , unit 1 and unit 2 (cf. also Figure 22 for BP-14), which are linked to two single but conformational different molecules by inversion centers. Such an inversion center, but within a single molecule and not within two molecules, is present for BP-2. For BP-6 unit 1 is linked by inversion symmetry to unit 1' and unit 2 to the inverted unit 2' that means the torsion angles of unit 1' and 2' exhibit opposite signs of unit 1 and 2, respectively. Due to the inversion symmetry within the molecules the adjacent phenyl rings lie coplanar for both molecules that is φ = 0 (Table 7b ). Two dissimilar conformations of the two molecules of the series of BP-n, n = 6 to 14, in the triclinic space group P-1 are present deduced from the different torsion angles τ1(1) and τ1(2) for each of the structures. These values vary by about 20° within the series from n = 6 to 14 as do the twisting angles Ф(1) and Ф(2) describing the relationship between the phenyl plane and the plane through the alkane tail (cf. Table 7b) . The structure refinement suggests that the carbonyl oxygen of unit 1 is in high thermal motion as are the terminal end groups of the alkane chains as well.
The packing arrangement in Figure 21 shown for BP-6 can be extended to all the members of the BP-n, n from 6 to 14. The molecules of these structures are tilted in three-dimensional space, as represented by the two projection on the b,c-and a,c-plane. The projection down the molecular strings reveals the dissimilar conformation of the two molecules in the unit cell as well as their different rotational position.
The 1,4-di-n-alkanoyloxy-biphenyls (BP-n) represent an interesting class of symmetrical compounds with a stiff core and flexible tails, which lead to highly ordered smectic phases upon cooling from the melt. Nonetheless, cautious heating of single crystals provide highly oriented crystalline-smectic phases, in which the orientation of the single crystals is preserved as shown for BP-5 by Thyen [9] .
All BP-n compounds investigated by single crystal structure evaluation exhibit two-molecule triclinic unit cells of space group P-1, except BP-2, which crystallizes in the monoclinic space P2 1 /c but also represents a two-molecule unit cell. The four units of half a molecule for BP-2 in P2 1 /c are linked to two 2 complete molecules by an inversion symmetry center between the two phenyl rings. The asymmetric unit of BP-1 and BP-5 consists of a single molecule, which leads through a space group symmetry element outside the molecules to a two-molecule unit cell. The asymmetric unit of BP-n with n =6 to 14 consists of two half molecules in the triclinic space group P-1 but here two different single molecules are created through two inversion centers placed between the two adjacent phenyl rings by space group symmetries (Figure 22 ).
1,4-Terephthalidene-bis-N-(4′-n-alkylaniline) (TBAA-n)
TBAA-n represent by their chemical constitution symmetrical molecules (Scheme 2) as discussed for BP-n. However, their packing arrangements in the crystalline state show a much larger diversity than BP-n and display a wide variety of space groups and conformations (Table 8) . Except TBAA-0 all compounds exhibit liquid crystalline phases: TBAA-n with n = 1, 2 a nematic phase, with n = 3-10 in addition several smectic phases, which have been extensively investigated by Wiegeleben et al. [15] and for n = 1-6 also by Thyen [9] . The crystal structure of TBAA-4 was determined by Doucet et al. [1] who have also studied the transition to the smectic B-phase [11] . Single crystals suitable for a crystal structure determination were grown from solutions of trichloromethane or toluol by solvent evaporation. A summary of basic crystallographic data is listed for TBAA-n in Table 8 .
TBAA-0 (1,4-terephthalylidene-bis-N-(4′-aniline)) crystallizes in the monoclinic space group P2 1 /c with an inversion symmetry center within the molecule and half a molecule as asymmetric unit, which leads to a two-molecule unit cell. For TBAA-1 (1,4-terephthalylidene-bis-N-(4′-methylaniline) ) space group P2 1 /n was determined, the lateral a and b unit cell dimensions comparable with TBAA-0 but a longer c dimension due to the increase in molecular length. Crystalline TBAA-2 (1,4-terephthalylidene-bis-N-(4′-ethylaniline)) displays the orthorhombic space group Pbcn with an inversion center within the molecule that means half a molecule represents the asymmetric unit and the unit cell contains four molecules. One lateral dimension exhibits almost the same magnitude as observed in the previously mentioned structures, the other lateral dimension is doubled and the third dimension adjusted to the length of the molecule (Table 8a ). The symmetry center within the central phenyl ring allows a twisting of the two adjacent phenyl rings by the same amount but in opposite directions (Table 9) . Such a symmetry center is also observed for the low temperature form of TBAA-5(1) (1,4-terephthalylidene-bis-N-(4′-pentylaniline)) at 11 °C. The packing arrangements of the molecules for the further members of the homologous series investigated at ambient temperature exhibit different structures. A whole molecule represents the asymmetric unit with individual not correlated twisting of the three phenyl rings and dissimilar conformations of the two alkyl tails. The monoclinic unit cell, space group P2/a, for TBAA-3 (1,4-terephthalylidene-bis-N-(4′-propylaniline)) contains four distorted molecules; the distortion involves mainly one of the two alkyl tails. The same kind of disorder was found for the high temperature form (ambient temperature) of TBAA-5(2) exhibiting the monoclinic space P2 1 /c. TBAA-4 (1,4-terephthalylidene-bis-N-(4′-butylaniline)) was investigated by Doucet et al. [1] and published as a strongly disordered structure in the monoclinic space group C2/c with 8 molecules in the unit cell. The same space group with comparable unit cell dimensions and similar appearance taking into account the elongation of the molecule was found for TBAA-6 (1,4-terephthalylidene-bis-N-(4′-hexylaniline)) without significant disorder of the molecule. Figure 23 shows the conformation of TBAA-2 in the crystalline state at ambient temperature and the numbering of atoms. Since TBAA-0 and TBAA-1 posses also an inversion symmetry element in the central phenyl ring, these structures can be similarly represented. Half a molecule serves as asymmetric unit for all three compounds despite the fact that different space groups and symmetries are present. Single molecules emerge through the inversion at the symmetry center of the centrosymmetric space groups and the number of molecules counts half the formula units in the unit cell. Figure 23 . Representation of the conformation of TBAA-2 with an inversion center within phenyl plane 2 (cf. Scheme 2) and atom numbering. TBAA-0 and TBAA-1 can be similarly described. Note: a symmetric twisting occurs for the phenyl planes 1→2 with regard to 2→3 for the conformation of the three compounds, but different twisting angles are observed for each of the TBAA-n (n = 0-2) compound (cf. Table 9 ). The asymmetric unit consists of half a molecule. The packing arrangement of TBAA-0 is represented in three projections in Figure 24 . The monoclinic unit cell, space group P2 1 /c with a monoclinic angle β close to 90°, contains 4 formula units or two complete molecules. The molecular axes point in a single direction in a projection on the a,c-plane, in two directions almost perpendicular to each other in the projection on the b,c-plane. Undulated strings result in projection edge on in the a,c-plane due to a 2 1 -screw axis along b by space group symmetry and a tilt of the molecules. These strings in Figure 24 are arranged in wavy planes. A projection down the string axes pointing in one direction occupies a larger area than normally observed for straight chains. In contrast, the molecular axes for TBAA-1 are positioned parallel to the a,c-plane and perpendicular to b (Figure 25 ) as also found for the structure of POBA shown in Figure 15 . Although the symmetry of the space group is the same as for TBAA-0 the packing arrangement exhibits different features, as does the conformation. The three phenyl planes are positioned almost coplanar in contrast to TBAA-0 where the two adjacent phenyl rings are twisted towards the central one by 50° (Table 9) in opposite direction due to the inversion center in the central phenyl ring. The projection down the molecular axes in Figure 25 shows strings arranged in planes. Table 9 ). The packing arrangement is shown in two projections in Figure 26 . The perpendicular placement of the molecular axes towards the b-axis in the a,b-projection is somewhat misleading since the molecules are slightly tilted out of the plane in c-and -c-direction and a further clear projection pattern cannot be provided except the projection on the b,c-plane that means along an average molecular axis. This drawing suggests molecular strings are formed slightly tilted in two directions in the a,c-planes and spread in c-direction as shown in Figure 26 .
The extinction of X-ray reflections for the monoclinic unit cell of TBAA-3 suggests space group P2/a. The evaluation of the single crystal structure leads to a distorted conformation with a single molecule as asymmetric unit without an inversion center in the central phenyl ring, which was established as a characteristic feature of the previous discussed structures. Therefore, the unit cell contains 4 molecules.
It was rather difficult to model a disordered structure in space group P2/a with several atoms placed in partial occupancy positions and to describe convincingly the structure by the usual goodness of fit parameters. Therefore, the refinement was successfully carried out with a disturbed structure in space group Pa or more convincingly in P2 and the result summarized in Table 8a . The asymmetric unit in space group P2 should actually consist of two independent single molecules with different twisting angles of the two adjacent phenyl rings towards the central ring (Figure 27 ). But in the refined structure in space group P2 of TBAA-3 these two twisting angles are equivalent confirming that at least the central part (i.e., the three phenyl rings) of the two independent TBAA-3 molecules in space group P2 agree within the assumed accuracy and point actually towards a disturbed space group P2/a. Therefore, the two independent molecules in space group P2 approximate a single molecule asymmetric unit in a four molecule space group P2/a. The packing arrangement is represented on the a,c-plane with an uniform orientation of the molecules (Figure 28) , which, as shown in the adjacent drawing (b,c-plane), does not represent parallel running molecules in three dimensional space.
TBAA-5 was investigated in two crystalline modifications, one, which exists at 11°C and called TBAA-5(1) and a second one at ambient temperature TBAA-5(2). The two crystalline phases belong to different centrosymmetric space groups, P-1 and P2 1 /c, reflecting the two possible asymmetric units as already discussed, half a molecule with a center of symmetry in the central phenyl ring (plane 2 cf. Scheme 2) in space group P-1 and a complete distorted single molecule in space group P2 1 /c with the inversion center outside the molecule. The complete molecule is generated by application of the inversion symmetry procedure on the asymmetric unit. The three phenyl planes are placed coplanar and lie also coplanar with the planes defined by the two alkyl side groups (cf. Table 9 ). Due to the planar and straight molecular conformation strings can be defined and placed in planes as represented in Figure 30 Table 9 ), and also coplanar with the planes through the two alkyl chains. TBAA-5(2) is formed by a crystalline-crystalline phase transition and represents a different structure than TBAA-5(1). The monoclinic higher symmetric unit cell, space group P2 1 /c, is less densely packed than the one for TBAA-5(1), space group P-1. Table 8b lists for TBAA-5(2) 1.075 g/cm 3 , for TBAA-5(1) 1.144 g/cm 3 . The conformation (Figure 31) deviates considerably from the planar molecule of TBAA-5(1). The phenyl rings are twisted and the alkyl side groups contain disordered gauche conformations. In an overall point of view the conformation is strongly distorted especially the C-atoms in one side group from C27 to C30 (Figure 31 ) and the positions of these atoms are spread over a wide range. Therefore, the goodness of fit parameter does not exhibit the expected low value. The packing arrangement can be described by a tilted layer structure as occurring in smectic liquid crystals and the molecules forming this structure are lying in undulated planes (Figure 32) . Nonetheless, the projection down the molecular axes results in a somewhat spread representation of the molecules as strings. TBAA-6 crystallizes in the highly symmetric C-centered monoclinic space group C2/c with 8 symmetry related molecules in the unit cell. The conformation of a molecule is shown in Figure 33 and exhibits almost the same twist between the phenyl rings as observed for TBAA-3 ( Table 9 ). The twisting of the two alkyl planes towards the phenyl rings to which they are linked displays remarkable differences with 19° for one side group and 69° for the other. The S-shaped molecule does not allow to defining a precise overall molecular axis. (Table 8b) indicates that both structures are closely related, although TBAA-4 was determined as strongly disordered structure. The placement of the unit cell with regard to the molecular orientation seems different comparing the two structures probably due to differences in the monoclinic angle β; the packing arrangement of the molecules (cf. Figure 34 ) appears to be similar in both projections.
Experimental Section
A CAD4 instrument of Enraf-Nonius was used for the X-ray data collections with a single point detector at ambient temperature, except for TBAA-4 [1] (Philips PW 1100). The structure determination at ambient temperature sometimes led to high motion of the molecules or parts of it in the crystallites, actually intended, since the temperature is then closer to the lc-phase transition temperatures. However, highly accurate investigations are then not possible as provided at low temperatures. The setback of this measurement method includes occasionally distorted structures and a less precise determination of bond lengths and angles, which was anyhow not the goal in this study rather than the investigation was focused on the packing arrangements of the molecules. Most of the single crystals were grown by solvent evaporation of almost saturated solutions. A summary of the basic crystallographic data is listed for each compound. The space groups are determined by selecting the crystal system, searching for systematic extinction of reflections and finally confirming the choice by checking the agreement of observed and calculated intensities for the reflections. The coordinates, bond lengths and angles, torsion angles and further crystallographic data are collected in CIF files and deposited at the Cambridge Crystallographic Data Centre (CCDC 847845-847875).
A survey of further crystals structures of lc mesogen is provided in the publication of Haase and Athanassopoulou [16] .
For structure analysis the computer programs from the MolEN package, Enraf-Nonius and for the unit cell refinement CELDIM, Enraf-Nonius [17] was used. The intensity data reduction was carried out with XCAD4NV [18] , the structure solution procedure with SIR97 [19] , structure refinement with SHELXL-97 [20] and the molecular graphics with SCHAKAL92, 99 [21, 22] .
Conclusions
The crystal structures of selected homologous series of rod-like molecules provide valuable information towards modeling crystalline and liquid crystalline phases. The conformation of the molecules is determined to a large extent by the packing interactions. Some of the crystal structures show similarities with smectic liquid crystalline phases as layered structures or intercalated packing arrangements. These crystalline structures may be transformed to smectic phases, but not necessarily to the ones indicated by the crystal structures, since the variability of the conformation and packing is enormous to reach a stable state with lowest free energy.
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